S2 Scheme S1. Possible mechanism for formation of 5a and 6a by H2SO as an activator.
The intermediate 2 has a better activity than 1 in the case of high electron density, causing a higher yield of 5a in our work. To the formation of the by-product 6a, MeOH may attack competitively the intermediate 2 in reaction kinetics to trigger the formation of 6a through following elimination. S4 Figure S3 . 1 H, DEPT135 and 13 C NMR (CDCl3) spectra of compound 5b.
S5 Figure S4 . 13 C NMR spectra of mixture of 6b-(Z) and 6b-(E), the ratio is about 1:1.
S6 Figure S5 . 1 H, 13 C NMR and 2D NOESY (CDCl3) spectra of compound 6b-(Z).
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Title Figure S16 . HPLC preparation of 6b-(Z) and 6b-(E). HPLC preparation was performed on Waters 515-2996 with a column of ODS-C18 (2.5 μm, 10 mm× 250 mm 
